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Abstract: Adsorption of chlorinated organic contaminants (COCs) on carbon nanotubes (CNTs)
has been gaining ground as a remedial platform for groundwater treatment. Applications depend
on our mechanistic understanding of COC adsorption on CNTs. This paper lays out the nature of
competing interactions at play in hybrid, membrane, and pure CNT based systems and presents
results with the perspective of existing gaps in design strategies. First, current remediation
approaches to trichloroethylene (TCE), the most ubiquitous of the COCs, is presented along with
examination of forces contributing to adsorption of analogous contaminants at the molecular level.
Second, we present results on TCE adsorption and remediation on pure and hybrid CNT systems
with a stress on the specific nature of substrate and molecular architecture that would contribute to
competitive adsorption. The delineation of intermolecular interactions that contribute to efficient
remediation is needed for custom, scalable field design of purification systems for a wide range
of contaminants.
Keywords: carbon nanotubes; groundwater remediation; VOC removal; trichloroethylene; CNT
hybrid; CNT membrane; hierarchical catalysis; biomimetic

1. Introduction
Groundwater contamination is an ever present danger with the introduction and detection of
new chemicals that have been demonstrated as toxic in shallow aquifers and wells through evolving
industrial processes. Among the organic contaminants, due to its widespread use in spray, varnish, and
dry cleaning industries, trichloroethylene (TCE) is a major groundwater pollutant [1–6]. The solubility
of TCE in water, its volatility, and lack of standard disposal practices have made it the focus of
remediation and monitoring studies [7–13] (Figure 1). In dosage exceeding 250 ppm, TCE is neurotoxic
and is classified as “probably carcinogenic in humans” by the International Agency for Research on
Cancer [14].
Approaches for removal, degradation and detection of TCE have commonly included activated
carbon [15–23] as a host and adsorbent. Even though activated carbon and naturally sourced
materials such as pine needle biochar [24,25] have orders of magnitude advantages in cost, the use of
two-dimensional carbon based materials (graphene nanosheets, graphene oxides and various carbon
nanotubes (CNTs) with different chiralities) offers specificity in adsorption and remediation with
relatively lower % loading in membranes and composites. CNTs have continued to drop in price and
are now acceptable as applied materials in scalable processes including water purification [26–29].
A large number of approaches that incorporate CNTs in hybrid and hierarchical systems take advantage
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of the aspect ratio and specific adsorption through surface functionalization. We discuss some of
these approaches in the following sections and provide context in terms of the effect of hierarchy,
catalytic availability, mobility, and specific adsorption. Section 2 is an examination of current strategies,
while Sections 3 and 4 present experimental and modeling results based on the perspective offered by
Section 2.

Figure 1. Relative share of contaminants studied by projects funded through the Superfund Research
Program (FY 2011–2015). Reprinted with permission from National Institute of Environmental Health
Sciences (NIEHS).

2. Strategies for TCE Removal: CNT Membranes and Hybrids
The high strength and aspect ratio of CNTs has led to their incorporation in composite tmembranes
for removal of organic contaminants, with improved efficiency and mechanical strength [30–38].
Additionally, the flux of composite membrane materials was also found to increase for a
polydimethylsiloxane (PDMS) matrix with CNT fillers, which may be ascribed to the water slip
behavior on nanotubes reported by molecular dynamics simulations [39]. Incorporation of CNTs
in polyvinylidene difluoride (PVDF) hollow fiber membranes, commonly used for pervaporation,
resulted in enhancement of TCE remediation by 27 % at 303 K. The combined effects of high surface
area and smooth, frictionless exterior lead to changes in diffusion, flux, and adsorption in the
composite membrane as shown in Figure 2 [30].

Figure 2. Effect of carbon nanotubes (CNTs) in membrane based pervaporation process. Analytes are
represented by triangles. Reprinted with permission from Ref. [30]. c 2010 American Chemical Society.

The strength of composite membranes increases with CNT loading (Figure 3). For a PDMS
matrix, it was found that the modulus increases up to 10% loading of CNT after which there is a
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decrease, but the modulus still remains higher than the original PDMS matrix. For a poly(acrylic acid)
(PAA)/polyvinyl alcohol(PVA) crosslinked nanofibrous matrix with zerovalent iron, there was an
increase of up to 62.6% in modulus upon addition of multiwall carbon nanotubes (MWCNTs) [36].

Figure 3. Stress strain curves with CNT loading for polydimethylsiloxane(PDMS) matrix membranes.
Reprinted with permission from Ref. [40]. c 2014 Nature Publishing Group.

Metal oxides have been frequently used in conjunction with CNTs and offer two advantages.
First, they can aid in adsorption, such as the coating of aluminium oxide on CNTs that resulted
in a multifunctional membrane that can remove heavy metal (Cd(II)) ions as well as TCE through
preferential electrostatic affinity [41]. Second, they produce OH radicals that can be used in advanced
oxidation processes, which are Fenton like reactions that take place in a broad range of pH
values [42,43]. Such versatility means choice of CNTs and metal oxides can produce a combinatorial
solution to specific effluent remediation. The case of aluminium oxide, and the resulting interactions
that contribute to remediation are shown in Figure 4.

Figure 4. Interaction of alumina coated MWCNTs with (a) Cd(II) ion, and (b) TCE. The schematic
shows the range of interactions that contribute to adsorption processes in hybrid, hierarchical systems.
Reprinted with permission from Ref. [41]. c 2015 Elsevier.
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2.1. CNT Interactions with Matrix and COCs
Functionality through incorporation of CNTs in a matrix can be viewed as CNTs acting as active
sorption sites. Their surface physical properties, through functionalization, would guide the flow
(hence the flux) of the analyte as well as its non-covalent and covalent interactions with the CNT.
A pristine CNT may increase the flux and, depending on molecular structure, also be selective to
an analyte. If the CNT is functionalized, with alumina for example (Figure 4), then electrostatic
interactions may dominate the adsorption of an electronically rich part of the effluent (such as heavy
metal), while the hydrophobic exposed part of the CNT interacts through van der Waals and soft
epitaxial interactions.
For the specific case of MWCNT–TCE interactions, there was a decrease in adsorption of TCE
with temperature as shown in Figure 5. This points to a mechanism of physisorption, which was also
observed by Tanada et al. [44] for activated carbon fiber. In the case of alumina coated CNTs, the change
in pH does not affect the adsorption of TCE, while it has a marked effect on the adsorption kinetics
of Cd(II) [41], also pointing to a physisorption based mechanism for TCE. Physisorption would be
guided by molecular matching to the substrate (soft epitaxy) and change in planarity of the particular
molecule (or COC) would change the non-covalent interactions that determine such adsorption.
A systematic study of three different COCs on MWCNTs by Ma et al. [45] showed that correction
curves, normalized by molecular volume, did not yield sorption isotherms that coalesced, as should
be expected through fitting the isotherms using the Polanyi-Manes Model (PMM) (Figure 6) [46].
They hypothesize that electron–donor interactions, for the case of 1,3,5-trichlorobenzene (1,3,5-TCB),
was the cause of deviation. Polarizability, hydrogen bond interaction, and electron–donor interaction
would all contribute to the characteristics of sorption isotherms in addition to molecular volume.
These particular intermolecular forces would vary based on the chirality and pore size of the CNT.
One particular method to mine these intermolecular forces would be to tune the CNT diameter.
The dependence of COC adsorption on CNT diameter is an under-explored area where curvature
effects, wall repulsion, and cohesive packing would contribute to specific variance for a molecule. It has
been shown that with increase in diameter of CNT, there is an increase in adsorption of perfluorooctane
sulfonate (PFOS) to the inner layer of the CNT upto a certain point, after which the trend reverses and
saturates [47] (Figure 7). For diameters below 1 nm, the repulsive interactions between PFOS molecules
is high, contributing to the large adsorption energy. As the diameter increases, there is a balance
between wall repulsion and cohesive interactions between PFOS molecules. On the outer side of the
CNT, the PFOS is free from confinement effects and can interact with the CNT surface with relatively
smaller changes in deformation and displacement. Since the adsorption process with variance in CNT
diameter is highly dependent on molecular achitecture, in a mixture of COCs, the substrate specific
competitive adsorption effects would determine remediation.

Figure 5. Adsorption isotherm of TCE onto MWCNTs for two diffferent temperatures. Reprinted with
permission from [46].

Molecules 2016, 21, 953

5 of 15

Figure 6. Correction curves for pristine (top) and heat treated (bottom) MWCNTs for adsorption of
TCE, 1,1,1-1, 1, 1-trichloroethane(TCA) , and 1,3,5-trichlorobenzene TCB. Reprinted with permission
from [45]. c 2015 American Chemical Society.

Figure 7. Diameter dependence on binding energies of perfluorooctane sulfonate (PFOS), inside and
outside of SWCNTs. Reprinted with permission from [47]. c 2013 Elsevier.
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2.2. Competitive Adsorption of COCs
The number of pores for a given matrix-CNT composite are fixed. This leads to competitive
adsorption effects that take place in effluent mixtures, most commonly in the presence of natural
organic matter (NOM) [22,48–52].
In a recent study, Ersan et al. [49] found that the adsorption of both TCE and phenanthrene (PNT)
decreased on a number of two-dimensional graphene materials, including CNTs, by the presence of
background organic matter due to competition in site sorption or pore blockage. At the same time,
the decrease in PNT sorption was more than the comparative decrease in TCE sorption, because of
the larger planarity of PNT and its ability to interact via π-π stacking which would be disrupted,
to a greater extent, through decrease in surface size and availability.
In a separate study that uses bacterial immobilization on hierarchical CNT structures, it was found
that a high level of sensitivity could be obtained for all background materials, except when TCE was
competing with toluene [53]. The interference provided by a particular contaminant would be specific
to the architecture and the nature of the active material hosted on CNTs (viz. zero valent ions, bimetallic
NPs, bacterial cultures). In most cases of detection and remediation, it would be a superposition
between the effects of active material-contaminant and host (CNT)-contaminant–interactions.
Active-material–contaminant interactions can be isolated through in situ studies (for example titania or
a bacterial culture with a host of contaminants), while the nature of the complex hierarchy contributions
are less clear. This is the focus of our next section on hierarchical effects.
3. CNT Hierarchical Hybrid Approach for TCE Remediation
Use of hierarchical hybrids for enhanced catalytic activity and water filtration has gained
increasing traction over the past few years [54–57]. Distribution of CNTs in a matrix and the overall
morphology would determine the efficiency of purification/catalysis and a few biomimetic approaches
take advantage of hierarchies that are known to be potent in nature [56,58–64].
To obtain large increments in remediation, a smart hierarchical approach that increases the surface
area for remediation, while also dispersing catalytic particles for highest availability, is proposed by
Mukhopadhyay et al. [60–66] (Figure 8 shows the schematic and Figure 9 shows the SEM micrographs).
CNT forests are fabricated onto a porous carbon substrate, with a dispersion of nanoparticles that is
controlled by surface functionalization. The resulting morphology has a large number of nanoreactors
where the fluid flow leads to enhanced remediation.

Figure 8. Hierarchical design with the increased number of interfaces. Interface 1 is between the CNT
and porous carbon substrate and Interface 2 is between CNT and nanoparticles.
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Figure 9. SEM micrographs of two different hierarchies: (a) Palladium nanoparticles (Pd–NPs)
supported on carbon foam, and (b) Pd–NPs supported on CNT-grafted carbon foam. Reprinted with
permission from [65]. c 2012 Hindawi Publishing Corporation.

It should be noted that nanotubes [67] and graphene [68] have been known to disperse in
chloroalkanes. The grafting and functionalization of CNTs in the current architecture, as well as the
low levels of COC concentration compared to pure solvents, would preclude such activity. If the
nanotubes are not grafted and the COC concentration is high, dispersion would have to be accounted
for in the fabrication of the hybrid remediation architectures.
Palladium (Pd) and Palladium Oxide (PdO) nanoparticles were dispersed in the hierarchical
format above and found to completely remediate TCE at low concentrations (Figure 10). Also notable
is that Pd on the porous carbon substrate by itself has comparable or lower degradation efficiency as
isolated Pd by itself. However, Pd on the hierarchical format (attached to CNT forests on the foam)
shows significantly higher degradation efficiency than all other materials and combinations tested.
This demonstrates the large increase in catalytic availability through hierarchical ordering.

Figure 10. TCE degradation curves with different hierarchical elements.

On a molecular scale, catalytic degradation has been correlated to adsorption energies and
site availability at surfaces and interfaces. Preferred orientation of the molecules on different
facets—especially the orientation and adsorption of the bridge C=C bond—has been hypothesized
as being the mechanistic precursor to electron transfer and subsequent degradation. CNTs provide
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a unique pillar based support system for adhesion of nanoparticles with different facets, depending on
size, that can be tuned for specific degradation of a chloro organic contaminant.
4. TCE Adsorption on CNT: Results from Molecular Modeling
To understand the relative affinity of TCE to CNTs, all-atom molecular dynamics simulations,
employing the force field parameters in our previous work [69,70], were carried out on single walled
carbon nanotubes (SWCNTs) and graphite sheets. The SWCNTs have a diameter of 2 nm and length
between 8 and 12 nm. The graphite is composed of four graphene sheets with system size varying from
5 × 5 nm2 to 15 × 15 nm2 . Simulations with a time integral of 1 fs, with equilibration of 5 ns and a
minimum production run of 1 ns carried out. Initial distribution of TCE molecules on both substrates
were random, and a short run of 10 ps with soft potential was done to minimize any overlaps. Both the
CNT and graphite systems were fixed.
The mean-squared displacement (MSD) curves for both graphite and SWCNTs (Figure 11)
show higher TCE mobility on the graphite surface. In the presence of water (data not shown),
both mobilities decrease. For the current systems, since only van der Waals forces contribute to the
adsorption of TCE on graphite and CNT, and the force fields are similar for both, curvature effects
(as opposed to charge transfer and induced polarity), are expected to be the main reason for higher
mobility of TCE on graphite.

Figure 11. Mean-squared displacement of TCE molecules on SWCNTs and graphite at room temperature.

The role of CNT curvature in determining the packing, orientation and adsorption of water has
been examined in a number of studies, with most of the analysis focused on the inner (concave side)
of the CNT [71–74]. Water structuring on the convex side [71] for graphitic surfaces is seen to be
dependent on the curvature, but the hydrophobicity is independent of geometric effects. Using Monte
Carlo simulations for tubular morphologies that aim to explore the effect on lateral diffusion of the
curvature of lipid and protein based biological membranes [75], it was found that mean-squared
displacement decreases with decrease in membrane diameter. Hindered mobility with decrease in
nanoparticle size has also been seen for polystyrene chains that surround silica nanoparticles [76].
In recent work, Jana et al. [77] showed that amino acid interaction with curved graphitic interfaces is
very specific to their polarity, aromaticity, and molecular size. This can also be extrapolated, as laid out
by the authors [77], to analogous organic molecules. Similar observations have been made for uracil
adsorption on CNTs, where flexibility of the adsorbate comes into play as the curvature of the CNT is
increased [78]. Hence, CNTs present advantages in the availability of multiple surfaces (convex and
concave), where the curvature can be mined for specific adsorption as well as hierarchical placement
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of nanoparticles. The slip behavior of both graphite and water, attributed to curvature effects, has been
exploited in composite membranes, outlined in Section 2.
The packing behavior of TCE molecules on the SWCNTs is shown in Figure 12. An initial random
distribution goes through a droplet formation of the TCE molecules on the SWCNTs, followed by
layering of the TCE molecules on the CNT surface. This intermediate droplet formation is in the
absence of water and is followed by a smooth monolayer packing of the TCE. In the presence of
water, Tsige et al. [69,70] have observed a droplet formation of the water molecule with TCE packing.
A quantification of number and mass densities yields almost a 10% increase in the value for adsorption
on SWCNTs when compared to MWCNTs [70].

Figure 12. Snapshots showing adsorption of TCE on SWCNTs for the simulations carried out in the
current work. A distinct monolayer forms from the (A) intial random to (C) packed conformation.
There is a transition to a droplet shaped adsorption shown in (B).

To compare the packing of TCE molecules on SWCNT versus graphite, radial distribution (C-C)
and mass densities were computed in the current study (Figure 13). The pronounced first and second
peaks in radial distribution (Figure 13A) for graphite, in comparison to SWCNTs, shows the effect of soft
epitaxy leading to a more compact packing of the TCE molecules. The mass densities (Figure 13B) also
show a tighter near surface packing for the TCE molecules on graphite. A similar comparative behavior
for chloro organic compounds, highlighting the importance of molecular geometry and substrate
effects (such as soft epitaxy), has been observed both experimentally (adsorption isotherms) [45] and
theoretically (DFT computations) [79] for graphene and CNTs.

Figure 13. Profiles of (A) C-C radial distribution and (B) mass density for TCE adsorption on graphite
and SWCNTs under study.

For a comparison of affinities to SWCNT and graphite, adsorption energies were computed for
both systems utilizing the approach outlined in Figure 14. A total of 10 TCE molecules that would
be sufficient to form a saturated monolayer with a 6 × 6 Å2 coordination geometry was chosen for
adsorption energy calculations. The adsorption energies per TCE molecule were found to be 5.73 ± 0.35
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and 8.35 ± 0.45 kcal/mol for SWCNT and graphite, respectively. The π-π interactions of the aromatic
double bond with the planar graphite surface is expected to enhance the adsorption energy of TCE.
It is to be noted that, in this case, the adsorption energies were only computed for the exterior surface
of the CNTs. Additionally, for a range of chlorobenzene based molecules, charge transfer was found
to affect SWCNT–chlorobenzenes to a larger extent when compared to graphene–chlorobenzenes,
where dispersion energy was the driving force [79]. While charge transfer corrections must be applied
for SWCNT adsorption, the relative role of substrate can be extracted through validated classical
all-atom molecular dynamics simulations.

Figure 14. Schematic for computation of adsorption energy on graphite. The same procedure was
followed for SWCNTs.

5. Conclusions & Future Outlook
The remediation of groundwater would involve competitive adsorption of natural organic matter
(NOM) and a variety of contaminants on active substrates. Furthermore, change in pH, concentration,
and temperature would affect design of membranes and hierarchies that can efficiently remove
contaminants from groundwater. A mechanistic understanding of relative adsorption effects at the
molecular level is lacking. It is expected that molecular matching to substrates through non-covalent
interactions influences the adsorption and packing of a given COC as shown by Tsige et al. [69] in
their work on TCB adsorption on graphite and MWCNTs, where it was found that the TCB molecule
exhibited a planar conformation on graphite pointing to stacked packing. However, a more disrupted
packing behavior was seen for TCB molecules on MWCNTs. The stacking of TCB on graphite would
theoretically contribute to competitive adsorption between TCB and TCE in a mixture of contaminants.
Competitive adsorption and the effect of chirality and pore size of CNTs for adsorption of COCs have
not been studied yet, in our examination of the literature. Quantification of the interactions at play
would be critical to the recursive design of composites and hybrids for water purification.
Composite membranes and hierarchies, with changes in the nature of dispersed nanoparticles and
fillers, allow for a combinatorial approach to remediation. To effectively harness the possibilities offered
by various combinations of hybrid hierarchies towards design of highly efficient remediation platforms,
the mechanistic interplay of relative interactions must be isolated for each design parameter (Figure 15).
For example, using the hierarchical approach by Mukhopadhyay et al., it needs to be understood
if and how the degradation of TCE and other chloro organics such as trichloro alkane may follow
different pathways, depending upon water chemistry, percolation rates, nanoparticle morphologies and
size distribution. With change in the size and distribution of NPs, the relative % of facets would vary.
Facet specific adsorption is known to occur for organics on metal hybrids [80–84]. The orientation
and site adsorption contours, with variation in facet distribution, would change the nature of
COC adsorption (hence remediation) for a given molecular structure. Hence, COC with hierarchies
would allow a high level of control in groundwater remediation for a given set of contaminants.
Both adsorption on CNTs and nanoparticles for a range of COCs are currently under investigation in
our research group.
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Figure 15. Recursive design approach to fabrication of hierarchical, hybrid remediation platforms.

Acknowledgments: This work was made possible by funding from the American Chemical Society Petroleum
Research Fund (ACS PRF 54801-ND5) and National Science Foundation (NSF-CHE 1506275), and the allocation of
computational resources from the Ohio Supercomputing Center. S.M.M. acknowledges support from NSF-CBET
(1449582), EPA and a Wright State University Fellowship.
Author Contributions: M.T. conceived and designed the project. K.C.J., Z.L. and M.T. analysed and ran
the simulations. H.V., M.N., and S.M.M. conducted and analysed the experimental component. All authors
contributed to writing and review of the manuscript.
Conflicts of Interest: The authors declare no conflict of interest.

References
1.

2.
3.
4.
5.
6.

7.
8.

9.
10.
11.

McKnight, U.S.; Funder, S.G.; Rasmussen, J.J.; Finkel, M.; Binning, P.J.; Bjerg, P.L. An integrated model for
assessing the risk of TCE groundwater contamination to human receptors and surface water ecosystems.
Ecol. Eng. 2010, 36, 1126–1137.
Einarson, M.D.; Mackay, D.M. Peer reviewed: Predicting impacts of groundwater contamination.
Environ. Sci. Technol. 2001, 35, 66A–73A.
Chapman, S.W.; Parker, B.L.; Cherry, J.A.; Aravena, R.; Hunkeler, D. Groundwater—Surface water interaction
and its role on TCE groundwater plume attenuation. J. Contam. Hydrol. 2007, 91, 203–232.
Bauer, S.; Bayer-Raich, M.; Holder, T.; Kolesar, C.; Müller, D.; Ptak, T. Quantification of groundwater
contamination in an urban area using integral pumping tests. J. Contam. Hydrol. 2004, 75, 183–213.
Jo, Y.J.; Lee, J.Y.; Yi, M.J.; Kim, H.S.; Lee, K.K. Soil contamination with TCE in an industrial complex:
Contamination levels and implication for groundwater contamination. Geosci. J. 2010, 14, 313–320.
Yoo, K.; Shukla, S.K.; Ahn, J.J.; Oh, K.; Park, J. Decision tree-based data mining and rule induction for
identifying hydrogeological parameters that influence groundwater pollution sensitivity. J. Clean. Prod. 2016,
122, 277–286.
Glaze, W.H.; Kang, J.W. Advanced oxidation processes for treating groundwater contaminated with TCE
and PCE: Laboratory studies. J. Am. Water Works Assoc. 1988, 80, 57–63.
Aieta, E.M.; Reagan, K.M.; Lang, J.S.; McReynolds, L.; Kang, J.W.; Glaze, W.H. Advanced oxidation processes
for treating groundwater contaminated with TCE and PCE: Pilot-scale evaluations. J. Am. Water Works Assoc.
1988, 80, 64–72.
Hirvonen, A.; Tuhkanen, T.; Kalliokoski, P. Treatment of TCE-and PCE contaminated groundwater using
UV/H2 O2 and O3/H2 O2 oxidation processes. Water Sci. Technol. 1996, 33, 67–73.
Cundy, A.B.; Hopkinson, L.; Whitby, R.L. Use of iron-based technologies in contaminated land and
groundwater remediation: A review. Sci. Total Environ. 2008, 400, 42–51.
Lien, P.; Yang, Z.; Chang, Y.; Tu, Y.; Kao, C. Enhanced bioremediation of TCE-contaminated groundwater
with coexistence of fuel oil: Effectiveness and mechanism study. Chem. Eng. J. 2016, 289, 525–536.

Molecules 2016, 21, 953

12.

13.

14.

15.
16.
17.
18.
19.
20.
21.

22.

23.
24.

25.
26.
27.
28.
29.
30.
31.

32.

33.

12 of 15

Han, J.; Xin, J.; Zheng, X.; Kolditz, O.; Shao, H. Remediation of trichloroethylene-contaminated
groundwater by three modifier-coated microscale zero-valent iron. Environ. Sci. Pollut. Res. 2016,
doi:10.1007/s11356-016-6368-z.
Harding-Marjanovic, K.C.; Yi, S.; Weathers, T.S.; Sharp, J.O.; Sedlak, D.L.; Alvarez-Cohen, L. Effects of
aqueous film-forming foams (AFFFs) on trichloroethene (TCE) dechlorination by a dehalococcoides
mccartyi-containing microbial community. Environ. Sci. Technol. 2016, 50, 3352–3361.
Kim, S.; Kim, D.; Pollack, G.M.; Collins, L.B.; Rusyn, I. Pharmacokinetic analysis of trichloroethylene
metabolism in male B6C3F1 mice: Formation and disposition of trichloroacetic acid, dichloroacetic acid,
S-(1, 2-dichlorovinyl) glutathione and S-(1, 2-dichlorovinyl)-L-cysteine. Toxicol. Appl. Pharmacol. 2009,
238, 90–99.
Nakano, Y.; Hua, L.Q.; Nishijima, W.; Shoto, E.; Okada, M. Biodegradation of trichloroethylene (TCE)
adsorbed on granular activated carbon (GAC). Water Res. 2000, 34, 4139–4142.
Tseng, H.H.; Su, J.G.; Liang, C. Synthesis of granular activated carbon/zero valent iron composites for
simultaneous adsorption/dechlorination of trichloroethylene. J. Hazard. Mater. 2011, 192, 500–506.
Nazir, M.; Takasaki, J.; Kumazawa, H. Photocatalytic degradation of gaseous ammonia and trichloroethylene
over TiO2 ultrafine powders deposited on activated carbon particles. Chem. Eng. Commun. 2003, 190, 322–333.
Jou, G.C.J. Application of activated carbon in a microwave radiation field to treat trichloroethylene. Carbon
1998, 36, 1643–1648.
Sakoda, A.; Kawazoe, K.; Suzuki, M. Adsorption of tri-and tetra-chloroethylene from aqueous solutions on
activated carbon fibers. Water Res. 1987, 21, 717–722.
Miyake, Y.; Sakoda, A.; Yamanashi, H.; Kaneda, H.; Suzuki, M. Activated carbon adsorption of
trichloroethylene (TCE) vapor stripped from TCE-contaminated water. Water Res. 2003, 37, 1852–1858.
Kilduff, J.E.; Karanfil, T.; Weber, W.J. Competitive effects of nondisplaceable organic compounds on
trichloroethylene uptake by activated carbon. I. Thermodynamic predictions and model sensitivity analyses.
J. Colloid Interface Sci. 1998, 205, 271–279.
Kilduff, J.E.; Karanfil, T.; Weber, W.J. Competitive effects of nondisplaceable organic compounds
on trichloroethylene uptake by activated carbon. II. Model verification and applicability to natural
organic matter. J. Colloid Interface Sci. 1998, 205, 280–289.
Deng, B.; Kim, E.S. Co-adsorption of trichloroethylene and arsenate by iron-impregnated granular
activated carbon. Water Environ. Res. 2016, 88, 394–402.
Ahmad, M.; Lee, S.S.; Rajapaksha, A.U.; Vithanage, M.; Zhang, M.; Cho, J.S.; Lee, S.E.; Ok, Y.S.
Trichloroethylene adsorption by pine needle biochars produced at various pyrolysis temperatures.
Bioresour. Technol. 2013, 143, 615–622.
Juuti, S.; Norokorpi, Y.; Ruuskanen, J. Trichloroacetic acid (TCA) in pine needles caused by atmospheric
emissions of kraft pulp mills. Chemosphere 1995, 30, 439–448.
Qu, X.; Alvarez, P.J.; Li, Q. Applications of nanotechnology in water and wastewater treatment. Water Res.
2013, 47, 3931–3946.
Mauter, M.S.; Elimelech, M. Environmental applications of carbon-based nanomaterials. Environ. Sci. Technol.
2008, 42, 5843–5859.
Savage, N.; Diallo, M.S. Nanomaterials and water purification: Opportunities and challenges. J. Nanopart. Res.
2005, 7, 331–342.
Shannon, M.A.; Bohn, P.W.; Elimelech, M.; Georgiadis, J.G.; Mariñas, B.J.; Mayes, A.M. Science and
technology for water purification in the coming decades. Nature 2008, 452, 301–310.
Sae-Khow, O.; Mitra, S. Carbon nanotube immobilized composite hollow fiber membranes for pervaporative
removal of volatile organics from water. J. Phys. Chem. C 2010, 114, 16351–16356.
Krause, R.W.; Mamba, B.B.; Dlamini, L.N.; Durbach, S.H. Fe–Ni nanoparticles supported on carbon
nanotube-co-cyclodextrin polyurethanes for the removal of trichloroethylene in water. J. Nanopart. Res. 2010,
12, 449–456.
Singh, G.; Rana, D.; Matsuura, T.; Ramakrishna, S.; Narbaitz, R.M.; Tabe, S. Removal of disinfection
byproducts from water by carbonized electrospun nanofibrous membranes. Sep. Purif. Technol. 2010, 74,
202–212.
Yu, J.G.; Zhao, X.H.; Yang, H.; Chen, X.H.; Yang, Q.; Yu, L.Y.; Jiang, J.H.; Chen, X.Q. Aqueous adsorption and
removal of organic contaminants by carbon nanotubes. Sci. Total Environ. 2014, 482, 241–251.

Molecules 2016, 21, 953

34.
35.

36.

37.

38.
39.
40.

41.

42.
43.
44.
45.
46.
47.
48.
49.

50.
51.
52.

53.

54.
55.

13 of 15

Sae-Khow, O.; Mitra, S. Simultaneous extraction and concentration in carbon nanotube immobilized hollow
fiber membranes. Anal. Chem. 2010, 82, 5561–5567.
Ge, L.; Zhu, Z.; Li, F.; Liu, S.; Wang, L.; Tang, X.; Rudolph, V. Investigation of Gas permeability in carbon
nanotube (CNT)-polymer matrix membranes via modifying CNTs with functional groups/metals and
controlling modification location. J. Phys. Chem. C 2011, 115, 6661–6670.
Xiao, S.; Shen, M.; Guo, R.; Huang, Q.; Wang, S.; Shi, X. Fabrication of multiwalled carbon
nanotube-reinforced electrospun polymer nanofibers containing zero-valent iron nanoparticles for
environmental applications. J. Mater. Chem. 2010, 20, 5700–5708.
Ajmani, G.S.; Goodwin, D.; Marsh, K.; Fairbrother, D.H.; Schwab, K.J.; Jacangelo, J.G.; Huang, H.
Modification of low pressure membranes with carbon nanotube layers for fouling control. Water Res.
2012, 46, 5645–5654.
Upadhyayula, V.K.; Deng, S.; Mitchell, M.C.; Smith, G.B. Application of carbon nanotube technology for
removal of contaminants in drinking water: A review. Sci. Total Environ. 2009, 408, 1–13.
Ma, M.D.; Shen, L.; Sheridan, J.; Liu, J.Z.; Chen, C.; Zheng, Q. Friction of water slipping in carbon nanotubes.
Phys. Rev. E 2011, 83, 036316, doi: 10.1103/PhysRevE.83.036316.
Xue, C.; Du, G.Q.; Chen, L.J.; Ren, J.G.; Sun, J.X.; Bai, F.W.; Yang, S.T. A carbon nanotube filled
polydimethylsiloxane hybrid membrane for enhanced butanol recovery.
Sci. Rep. 2014, 4, 5925,
doi:10.1038/srep05925.
Liang, J.; Liu, J.; Yuan, X.; Dong, H.; Zeng, G.; Wu, H.; Wang, H.; Liu, J.; Hua, S.; Zhang, S.; et al.
Facile synthesis of alumina-decorated multi-walled carbon nanotubes for simultaneous adsorption of
cadmium ion and trichloroethylene. Chem. Eng. J. 2015, 273, 101–110.
Matilainen, A.; Sillanpää, M. Removal of natural organic matter from drinking water by advanced
oxidation processes. Chemosphere 2010, 80, 351–365.
Xu, P.; Zeng, G.M.; Huang, D.L.; Feng, C.L.; Hu, S.; Zhao, M.H.; Lai, C.; Wei, Z.; Huang, C.; Xie, G.X.; et al.
Use of iron oxide nanomaterials in wastewater treatment: A review. Sci. Total Environ. 2012, 424, 1–10.
Tanada, S.; Shinoda, S.; Nakamura, T.; Harada, T.; Ohtsu, J. Studies on the adsorption characteristics of
trichloroethylene onto activated carbon fiber in gaseous phase. Eisei Kagaku 1992, 38, 93–98.
Ma, X.; Anand, D.; Zhang, X.; Talapatra, S. Adsorption and desorption of chlorinated compounds from
pristine and thermally treated multiwalled carbon nanotubes. J. Phys. Chem. C 2011, 115, 4552–4557.
Naghizadeh, A.; Nasseri, S.; Nazmara, S. Removal of trichloroethylene from water by adsorption on to
multiwall carbon nanotubes. J. Environ. Health Sci. Eng. 2011, 8, 317–324.
Li, Y.; Niu, J.; Shen, Z.; Feng, C. Size effect of single-walled carbon nanotube on adsorption of
perfluorooctanesulfonate. Chemosphere 2013, 91, 784–790.
Zhang, S.; Shao, T.; Karanfil, T. The effects of dissolved natural organic matter on the adsorption of synthetic
organic chemicals by activated carbons and carbon nanotubes. Water Res. 2011, 45, 1378–1386.
Ersan, G.; Kaya, Y.; Apul, O.G.; Karanfil, T. Adsorption of organic contaminants by graphene nanosheets,
carbon nanotubes and granular activated carbons under natural organic matter preloading conditions.
Sci. Total Environ. 2016, 565, 811–817.
Wang, X.; Lu, J.; Xing, B. Sorption of organic contaminants by carbon nanotubes: Influence of adsorbed
organic matter. Environ. Sci. Technol. 2008, 42, 3207–3212.
Zhang, S.; Shao, T.; Bekaroglu, S.S.K.; Karanfil, T. Adsorption of synthetic organic chemicals by
carbon anotubes: Effects of background solution chemistry. Water Res. 2010, 44, 2067–2074.
Naghizadeh, A.; Nasseri, S.; Rashidi, A.; Kalantary, R.R.; Nabizadeh, R.; Mahvi, A. Adsorption kinetics
and thermodynamics of hydrophobic natural organic matter (NOM) removal from aqueous solution by
multi-wall carbon nanotubes. Water Sci. Technol. Water Supply 2013, 13, 273–285.
Hnaien, M.; Lagarde, F.; Bausells, J.; Errachid, A.; Jaffrezic-Renault, N. A new bacterial biosensor for
trichloroethylene detection based on a three-dimensional carbon nanotubes bioarchitecture. Anal. Bioanal. Chem.
2011, 400, 1083–1092.
Crock, C.A.; Rogensues, A.R.; Shan, W.; Tarabara, V.V. Polymer nanocomposites with graphene-based
hierarchical fillers as materials for multifunctional water treatment membranes. Water Res. 2013, 47, 3984–3996.
Kedem, S.; Rozen, D.; Cohen, Y.; Paz, Y. Enhanced stability effect in composite polymeric nanofibers
containing titanium dioxide and carbon nanotubes. J. Phys. Chem. C 2009, 113, 14893–14899.

Molecules 2016, 21, 953

56.
57.

58.
59.
60.
61.
62.
63.

64.
65.

66.

67.
68.
69.
70.
71.

72.

73.
74.

75.
76.
77.

14 of 15

Di, J.; Li, S.; Zhao, Z.; Huang, Y.; Jia, Y.A.; Zheng, H. Biomimetic CNT@TiO2 composite with enhanced
photocatalytic properties. Chem. Eng. J. 2015, 281, 60–68.
Mahdavi, H.; Rahimi, A.; Shahalizade, T.
Catalytic polymeric membranes with palladium
nanoparticle/multi-wall carbon nanotubes as hierarchical nanofillers: Preparation, characterization
and application. J. Polym. Res. 2016, 23, 1–12.
Bhushan, B. Biomimetics: Bioinspired Hierarchical-Structured Surfaces for Green Science and Technology;
Springer Science & Business Media: Berlin, Germany; Heidelberg, Germany, 2012.
Wang, G.G.; Zhu, L.Q.; Liu, H.C.; Li, W.P. Self-assembled biomimetic superhydrophobic CaCO3 coating
inspired from fouling mineralization in geothermal water. Langmuir 2011, 27, 12275–12279.
Mukhopadhyay, S.M.; Karumuri, A.; Barney, I.T. Hierarchical nanostructures by nanotube grafting on
porous cellular surfaces. J. Phys. D Appl. Phys. 2009, 42, 195503, doi:10.1088/0022-3727/42/19/195503.
Vijwani, H.; Mukhopadhyay, S.M. Palladium nanoparticles on hierarchical carbon surfaces: A new
architecture for robust nano-catalysts. Appl. Surf. Sci. 2012, 263, 712–721.
Karumuri, A.K.; Oswal, D.P.; Hostetler, H.A.; Mukhopadhyay, S.M. Silver nanoparticles attached to porous
carbon substrates: Robust materials for chemical-free water disinfection. Mater. Lett. 2013, 109, 83–87.
Karumuri, A.K.; Oswal, D.P.; Hostetler, H.A.; Mukhopadhyay, S.M. Silver nanoparticles supported
on carbon nanotube carpets: Influence of surface functionalization. Nanotechnology 2016, 27, 145603,
doi:10.1088/0957-4484/27/14/145603.
Vijwani, H. Hierarchical Porous Structures with Aligned Carbon Nanotubes as Efficient Adsorbents and
Metal-Catalyst Supports. Ph.D. Thesis, Wright State University, Fairborn, OH, USA, 2015.
Vijwani, H.; Agrawal, A.; Mukhopadhyay, S.M. Dechlorination of environmental contaminants
using a hybrid nanocatalyst: Palladium nanoparticles supported on hierarchical carbon nanostructures.
J. Nanotechnol. 2012, 2012, 478381, doi:10.1155/2012/478381
Vijwani, H.; Nadagouda, M.N.; Namboodiri, V.; Mukhopadhyay, S.M. Hierarchical hybrid carbon
nano-structures as robust and reusable adsorbents: Kinetic studies with model dye compound. Chem. Eng. J.
2015, 268, 197–207.
Bahr, J.L.; Mickelson, E.T.; Bronikowski, M.J.; Smalley, R.E.; Tour, J.M. Dissolution of small diameter
single-wall carbon nanotubes in organic solvents? Chem. Commun. 2001, doi:10.1039/B008042J.
Hamilton, C.E.; Lomeda, J.R.; Sun, Z.; Tour, J.M.; Barron, A.R. High-yield organic dispersions of
unfunctionalized graphene. Nano Lett. 2009, 9, 3460–3462.
Ma, X.; Tsige, M.; Uddin, S.; Talapatra, S. Application of carbon nanotubes for removing organic contaminants
from water. Mater. Express 2011, 1, 183–200.
Ma, X.; Anand, D.; Zhang, X.; Tsige, M.; Talapatra, S. Carbon nanotube-textured sand for controlling
bioavailability of contaminated sediments. Nano Res. 2010, 3, 412–422.
Alarcón, L.; de Oca, J.M.; Accordino, S.; Fris, J.R.; Appignanesi, G. Hydrophobicity and geometry: Water at
curved graphitic-like surfaces and within model pores in self-assembled monolayers. Fluid Phase Equilib.
2014, 362, 81–86.
Alarcón, L.; Malaspina, D.; Schulz, E.; Frechero, M.; Appignanesi, G. Structure and orientation of water
molecules at model hydrophobic surfaces with curvature: From graphene sheets to carbon nanotubes
and fullerenes. Chem. Phys. 2011, 388, 47–56.
Touriño, I.L.; Naranjo, A.C.; Negri, V.; Cerdán, S.; Ballesteros, P. Coarse-grained molecular dynamics
simulation of water diffusion in the presence of carbon nanotubes. J. Mol. Gr. Model. 2015, 62, 69–73.
Uddin, N.M.; Capaldi, F.M.; Farouk, B. Molecular dynamics simulations of carbon nanotube dispersions
in water: Effects of nanotube length, diameter, chirality and surfactant structures. Comput. Mater. Sci. 2012,
53, 133–144.
Renner, M.; Domanov, Y.; Sandrin, F.; Izeddin, I.; Bassereau, P.; Triller, A. Lateral diffusion on tubular
membranes: Quantification of measurements bias. PLoS ONE 2011, 6, e25731.
Ndoro, T.V.; Böhm, M.C.; Müller-Plathe, F. Interface and interphase dynamics of polystyrene chains near
grafted and ungrafted silica nanoparticles. Macromolecules 2011, 45, 171–179.
Jana, A.K.; Tiwari, M.K.; Vanka, K.; Sengupta, N. Unraveling origins of the heterogeneous curvature
dependence of polypeptide interactions with carbon nanostructures. Phys. Chem. Chem. Phys. 2016, 18,
5910–5924.

Molecules 2016, 21, 953

78.
79.
80.

81.

82.
83.
84.

15 of 15

Rajarajeswari, M.; Iyakutti, K.; Kawazoe, Y. Effect of chirality and curvature of single-walled carbon
nanotubes on the adsorption of uracil. Phys. Status Solidi 2011, 248, 1431–1436.
Balamurugan, K.; Subramanian, V. Adsorption of chlorobenzene onto (5, 5) armchair single-walled carbon
nanotube and graphene sheet: Toxicity versus adsorption strength. J. Phys. Chem. C 2013, 117, 21217–21227.
Du, S.; Gao, H.; Seidel, C.; Tsetseris, L.; Ji, W.; Kopf, H.; Chi, L.; Fuchs, H.; Pennycook, S.J.; Pantelides, S.T.
Selective nontemplated adsorption of organic molecules on nanofacets and the role of bonding patterns.
Phys. Rev. Lett. 2006, 97, 156105, doi:10.1103/PhysRevLett.97.156105.
Yin, A.X.; Min, X.Q.; Zhang, Y.W.; Yan, C.H. Shape-selective synthesis and facet-dependent enhanced
electrocatalytic activity and durability of monodisperse sub-10 nm Pt- Pd tetrahedrons and cubes. J. Am.
Chem. Soc. 2011, 133, 3816–3819.
Jha, K.C.; Liu, H.; Bockstaller, M.R.; Heinz, H. Facet recognition and molecular ordering of ionic liquids on
metal surfaces. J. Phys. Chem. C 2013, 117, 25969–25981.
Heinz, H.; Jha, K.C.; Luettmer-Strathmann, J.; Farmer, B.L.; Naik, R.R. Polarization at metal-biomolecular
interfaces in solution. J. R. Soc. Interface 2010, doi:10.1098/rsif.2010.0318.
Chiu, C.Y.; Wu, H.; Yao, Z.; Zhou, F.; Zhang, H.; Ozolins, V.; Huang, Y. Facet-selective adsorption on noble
metal crystals guided by electrostatic potential surfaces of aromatic molecules. J. Am. Chem. Soc. 2013, 135,
15489–15500.

Sample Availability: Not available.
c 2016 by the authors; licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC-BY) license (http://creativecommons.org/licenses/by/4.0/).

